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providing a probe precursor and a corrosive solution i

? :

immersing an end of the probe precursor in the corrosive solution by |
having the length direction of the probe precursor inclined witha |
.l.iQUid surtace ot the corrosive solution xa./

+ :
adjusting the probe precursor to have the length direction of the probe

precursor substantially perpendicular to the liquid surface of the
corrosive solution

e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e e T e e e e e e e e e e e e e e e e e e e e e e e e e e e e e T e e e e e Ty

corroding the probe precursor by the corrosive solution while :
maintaining the probe precursor still and substantially perpendicular to |
the liguid surface and monitoring a corrosion current of the corroding ~_

________________________________________________________________________________________ o

moving the probe precursor away from the corrosive solution aftera S50
magnitude of the corrosion current has a plunge Ao

FIG. 17

‘,\/10

120 320

FIG. 13
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SCANNING PROBE HAVING MICRO-TIP,
METHOD AND APPARATUS FOR

MANUFACTURING THE SAME

CROSS-REFERENCE TO RELATED
APPLICATIONS

This application claims all benefits accruing under 335

US.C. § 119 from China Patent Applications No.
201811161314 .4, No. 201811161139.9, No.
201811161514 X, No. 201811166846.7, No.

201811162987.1, all filed on Sep. 30, 2018, 1n the China
National Intellectual Property Administration, the contents
of which are hereby incorporated by reference.

FIELD

The present disclosure relates to scanning probes, meth-
ods for manufacturing the same, and apparatus for manu-
facturing the same.

BACKGROUND

Traditional optical microscopy 1s diflicult to apply in
analysis and characterize in nanoscale, atomic-scale or
molecular-scale under the quantum effect of the specimen.
Scanning probe microscopy 1s more ellective in these pre-
cision measurements, adopting a scanning probe with a
micro-tip to interact with the surface of the specimen to
obtain structural parameters and properties. The scanning
probes can be used 1 atomic force microscopy (AFM),
scanning tunneling microscopy (STM), near-field scanning
optical microscopy (NSOM), tip-enhanced Raman spectros-
copy (TERS), and so on, which are different types of the
scanning probe microscopy or cooperation between the
scanning probe microscopy and other measurement tech-
niques. These microscope systems form a nanoscale inter-
action between light, micro-tip, and specimen, and achieve
high-efliciency, high-stability, and high-resolution analysis
and characterization of the specimen by extracting the
interacting signals.

SUMMARY

What 1s needed therefore 1s to provide a scanning probe,
a method for manufacturing the scanning probe, and an
apparatus for manufacturing the scanning probe.

One aspect of the present disclosure provides a scanning,
probe, the scanning probe comprises a base and a micro-tip
disposed on an end of the base, and at least a section of the
micro-tip comprises a lateral surface with a concavely
curved generatrix.

In an embodiment, the section of the micro-tip has a cone
shape or a truncated cone shape, and the generatrix 1s a
circular curve line, an elliptical curve line, a parabolic curve
line, or an exponential curve line.

In an embodiment, the micro-tip comprises an apex and a
tip body disposed between the base and the apex, the apex
1s located at a most distal end of the scanning probe, and the
micro-tip has a first length direction extending from the tip
body to the apex.

In an embodiment, a diameter of the apex i1s 1 a range
from about 1 nm to about 5 nm, and a length of the micro-tip
1s 1n a range {from about 1 um to about 500 um.

In an embodiment, the micro-tip has a stepped shape, the
tip body comprises a distal section adjacent to the apex and
a middle section between the distal section and the base, the
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middle section has a constant diameter, and the distal section
has a tapered structure with a diameter gradually decreasing
from the middle section to the apex.

In an embodiment, the micro-tip comprises diameter-
changing sections, and the micro-tip comprises a converged
lateral tip, a converged lateral edge, or a combination thereof
disposed between the diameter-changing sections.

In an embodiment, the micro-tip comprises a curved
section, a first straight section, and a second straight section,
the curved section 1s joined between the first straight section
and the second straight section, and the lateral surface of the
micro-tip smoothly transforms from the first straight section
to the second straight section through the curved section.

In an embodiment, an angle between the first length
direction of the second straight section and the first length
direction of the first straight section 1s 1n a range from about
30 degrees to 75 degrees.

In an embodiment, the micro-tip comprises a plurality of
curved sections and a plurality of straight sections alterna-
tively joined to one another and cooperatively forming a
conic spiral structure, and the apex of the micro-tip 1is
located at the center of the conic spiral structure.

Another aspect of the present disclosure provides a
method for manufacturing the scanning probe, the method
comprising:

S10, providing a probe precursor and a corrosive solution,
the probe precursor having a second length direction,
the corrosive solution 1s capable of corroding the probe
precursor;

S20, immersing an end of the probe precursor in the
corrosive solution by having the second length direc-
tion of the probe precursor inclined with a liqud
surface of the corrosive solution;

S30, adjusting the probe precursor to have the second
length direction of the probe precursor substantially
perpendicular to the liquid surface of the corrosive
solution;

S40, corroding the probe precursor by the corrosive
solution while maintaining the probe precursor still and
substantially perpendicular to the ligmd surface and
monitoring a corrosion current of the corroding; and

S50, moving the probe precursor away from the corrosive
solution after a magnitude of the corrosion current has
a plunge thereby forming the micro-tip of the scanning
probe;

wherein S20 to S50 proceed in a condition-stable envi-

ronment.

In an embodiment, the condition-stable environment is an
environment having a constant temperature and a constant
humidity, the constant temperature 1s 20° C.x0.5° C., the
constant humidity 1s a relative humidity which 1s greater
than 70%.

In an embodiment, 1n S20, the end of the probe precursor
1s obliquely inserted into the corrosive solution.

In an embodiment, the corrosive solution 1s capable of
being raised up from the liquid surface around the probe
precursor and forming a liquid cone under an action of
gravity.

In an embodiment, between S30 and S40, the method
further comprises:

S32, corroding the probe precursor by the corrosive
solution 1n a period of time while maintaining the probe
precursor still and substantially perpendicular to the
liquid surface; and

S34, moving a section but not entire of the probe precur-
sor out from the corrosive solution.
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In an embodiment, after S50, the method further com-
Prises:

S70, obliquely or horizontally aligning the probe precur-
sor, and corroding the micro-tip by an additional cor-
rosive solution. 5

In an embodiment, after S50, the method further com-
Prises:

S80, obliquely or horizontally aligning the probe precur-
sor, and rradiating the micro-tip with a laser beam
thereby curving the micro-tip. 10

Another aspect of the present disclosure provides an
apparatus for manufacturing a scanning probe, the apparatus
comprises a container containing the corrosive solution, and
a driving device comprising a fastener configured to fasten
the probe precursor, the driving device 1s configured to move 15
the probe precursor 1n the container through the fastener.

In an embodiment, the dnving device further comprises a
stepper motor and a piezoelectric ceramics connected with
the stepper motor to cooperatively drive the fastener.

In an embodiment, the container 1s a U-shaped reactor 20
having one end closed and another end opened through a
hole, the hole 1s capable of allowing the probe precursor to
enter and exit the container.

In an embodiment, the apparatus further comprises a
circulating cooling device, a dryer, a temperature and 25
humidity monitor, and a temperature and humidity control-
ler.

The method and apparatus for manufacturing the scanning,
probe 1s convenient, fast, and low in cost. By monitoring the
corrosion current during the corroding, and using the plunge 30
of the corrosion current as a sign indicating the moving
action, the moving step can proceed automatically and the
shape of the scanning probe can be formed more accurately.
The scanning probe has a tiny apex and a concavely curved
lateral surface, which can be used 1n high-resolution analysis 35
and characterization 1n a microscope system.

BRIEF DESCRIPTION OF THE DRAWINGS

Implementations are described by way of example only 40
with reference to the attached figures.

FI1G. 1 1s a schematic structural view of an embodiment of
a scanning probe.

FIG. 2 shows an optical microscope image of an embodi-
ment of a micro-tip of the scanning probe. 45
FI1G. 3 1s a schematic structural view of an embodiment of

the scanning probe with a micro-tip having a stepped shape.

FIG. 4 shows an optical microscope image of an embodi-
ment of the micro-tip having the stepped shape.

FIG. 5 shows an optical microscope image ol another 50
embodiment of the micro-tip having the stepped shape.

FIG. 6 1s a schematic structural view of an embodiment of
the scanning probe with the micro-tip having an enhanced
scattering surface.

FIG. 7 shows an optical microscope image of an embodi- 55
ment of the micro-tip having the enhanced scattering sur-
face.

FIG. 8 shows an optical microscope 1mage of another
embodiment of the micro-tip having the enhanced scattering
surface. 60

FIG. 9 15 a schematic structural view of another embodi-
ment of the scanning probe with the micro-tip having the
enhanced scattering surface.

FIG. 10 1s a schematic structural view of an embodiment
of the scanning probe having a curved micro-tip. 65

FI1G. 11 shows an optical microscope image of an embodi-
ment of the curved micro-tip of the scanning probe.

4

FIG. 12 1s a schematic structural view of another embodi-
ment of the scanming probe having the curved micro-tip.

FIG. 13 shows an optical microscope image ol another
embodiment of the curved micro-tip of the scanning probe.

FIG. 14 1s a schematic structural view of yet another
embodiment of the scanming probe having the curved micro-
t1ip.

FIG. 15 1s a schematic structural view of yet another
embodiment of the scanming probe having the curved micro-
t1p.

FIG. 16 shows an optical microscope image of yet another
embodiment of the curved micro-tip of the scanning probe.

FI1G. 17 1s a tlow chart of one embodiment of a method for
manufacturing the scanning probe.

FIG. 18 1s a schematic structural view of one embodiment
of a method for manufacturing the scanning probe.

FIG. 19 15 a graph showing a corrosion current-time curve
obtained 1n manufacturing of an embodiment of the scan-
ning probe.

FIG. 20 15 a schematic structural view of an embodiment
ol an apparatus for manufacturing the scanming probe.

FIG. 21 1s a schematic structural view of an embodiment
of a driving device of the apparatus.

FIG. 22 1s a schematic structural view of an embodiment
ol a reacting device of the apparatus.

FIG. 23 1s a schematic structural view of an embodiment
of a reacting device of the apparatus, having a cooling
system attached to a container of the reacting device.

FIG. 24 1s a schematic structural view of an embodiment
of an electrical connection 1n the apparatus.

FIG. 25 1s a block diagram of an embodiment of a
tip-enhanced Raman spectroscope system.

FIG. 26 15 a block diagram of another embodiment of a
tip-enhanced Raman spectroscope system.

FIG. 27 shows a Raman spectrum of sulfur obtained by an
embodiment of the tip-enhanced Raman spectroscope sys-
tem.

FIG. 28 shows a Raman spectrum of single-wall carbon
nanotubes obtained by an embodiment of the tip-enhanced
Raman spectroscope system.

DETAILED DESCRIPTION

A detailed description with the above drawings 1s made to
turther illustrate the present disclosure.

Referring to FIG. 1, an embodiment of a scanning probe
10 comprises a base 200 and a micro-tip disposed on an end
of the base 200. At least a section of the micro-tip comprises
a lateral surface with a concavely curved generatrix 108. The
section of the micro-tip can have a cone shape or a truncated
cone shape. The generatrix 108 can be a curve such as a
circular, an elliptical, a parabolic, or an exponential curve.

The micro-tip comprises an apex 102 and a tip body 100
disposed between the base 200 and the apex 102. The apex
102 1s located at a most distal end of the scanning probe 10.
A diameter of the apex 102 can be relatively small, such as
1 nanometer (nm) to hundreds of nanometers. A length of the
apex 102 can be about 1 nm to 2 nm. In a microscope system
having the scanning probe 10, the apex 102 engages with a
target to be observed and/or sensed, such as a sample or a
specimen. The base 200 supports the micro-tip. The base
200 can have a rod or bar shape with a length that 1s capable
of being mounted on a holding member of the microscope
system.

In some embodiments, the length of the base 200 can be
in a range from about 1 millimeter (mm) to about 1 centi-
meter (cm). In some embodiments, a diameter or a cross-
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sectional size of the base 200 can be 1n a range from about
200 micrometers (um) to about 1000 um. The base 200 can
be a cantilever mn some embodiments of the microscope
system, such as an atomic force microscope, scanning
tunneling microscope, near-field scanning optical micro-
scope, tip-enhanced Raman spectroscope, and so on.

In an embodiment, the entire scanning probe 10 1s an
integrated structure. The micro-tip 1s directly protruded from
the end of the base 200 along the length direction of the base
200. In another embodiment, the micro-tip and the base 200
can be separated members that are joined or connected
together, however the entire micro-tip can be an integrated
structure.

A matenial of the scanning probe 10 or at least the
micro-tip can be selected from the group consisting of gold,
silver, platinum, tungsten, or optical fiber. The scanning
probe 10 can turther comprise a scattering layer coated on at
least a section, such as the base 200, the tip body 100, and/or
the apex 102, of the scanming probe 10. Referring to FIG. 3,
FIG. 13, and FIG. 14, in some embodiment, the scattering
layer 104 1s coated on the entire surface of the scanning
probe 10. The scattering layer 170 can enhance surface
excitation resonance, thereby enhancing the Raman scatter-
ing. In an embodiment, the scattering layer 170 can be made
of a precious metal, such as gold or silver.

The micro-tip can have a length direction from the tip
body 100 to the apex 102. In some embodiments, the length
direction can be an axial direction of the micro-tip. The
length direction and/or the axial direction of the micro-tip
can be a straight line, such as 1n the embodiments shown 1n
FIG. 1 to FIG. 9, or a curved line, such as in the embodi-
ments shown 1 FIG. 10 to FIG. 16. A length (L) of the
micro-tip can be 1n a range from about 1 um to about 500
um, and 1 some embodiments, from about 50 um to about
100 um. The micro-tip can have a transverse size along a
direction perpendicular to the length direction of the micro-
tip. The transverse size 1s also called “diameter” 1n the
tollowing description, which can be a simplification, but not
an 1mplication that the micro-tip must always be a regular
cylinder, cone or truncated cone 1n its entire length. The
micro-tip can have different diameters at different locations
in the length direction of the micro-tip. The diameter of the
micro-tip can gradually decrease in general from the tip
body 100 to the apex 102. However, the diameter of the
micro-tip may not always decrease smoothly, and can be
constant 1n a section of the micro-tip and/or increase 1n
another section of the micro-tip. A diameter (d) of the apex
102 can be 1n a range from about 1 nm to about 5 nm, and
in some embodiments, from about 1 nm to about 2 nm.

Referring to FIG. 1 and FIG. 2, 1n some embodiments, the
micro-tip can have a tapered structure with the diameter
gradually decreasing along the axial direction of the micro-
tip from the tip body 100 to the apex 102. The axial direction
of the micro-tip from the tip body 100 to the apex 102 can
be a straight line. The entire micro-tip can be a cone
comprising a lateral surface defined by the concavely curved
generatrix 108. The generatrix 108 can be a curve such as a
circular, an elliptical, a parabolic, or an exponential curve.
The slope of a point on the lateral surface of the micro-tip
increases from the tip body 100 to the apex 102.

Referring to FIG. 3 to FIG. 5, 1n some embodiments, the
micro-tip can have a stepped shape, and the tip body 100 can
have two or more sections 110, 120 in the length direction
of the micro-tip. The length direction of the stepped shaped
micro-tip can be a straight line 1n the same direction from the
base 200 to the apex 102. The section 110 that 1s adjacent to
the apex 102 can be a distal section 110. The section 120 that
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1s between the base 200 and the distal section 110 can be a
middle section 120. Though the diameter of the micro-tip
decreases from the tip body 100 to the apex 102 1n general,
the diameter (D,) of the middle section 120 can remain
constant or not vary greatly to form the stepped shaped
micro-tip. The middle section 120 can be a cylinder. The
constant diameter (D,) of the middle section 120 can be
smaller than the diameter (D) of the base 200, and be equal
to or larger than the diameter of a proximal end 112 of the
distal section 110. The proximal end 112 of the distal section
110 1s the end closer to the middle section 120. The distal
section 110 can have a tapered structure with the diameter
gradually decreasing along the axial direction of the micro-
tip from the middle section 120 to the apex 102. D,-D, can
be about 5 um to about 80 um, 1n some embodiments, 1s
about 10 um to about 50 um, and 1n an embodiment 1s about
10 um. A length of the middle section 120 can be a range
from about 10 um to about 100 um, and 1n some embodi-
ments, from about 20 um to about 40 um.

Referring to FIG. 4, 1n an embodiment, the distal section
110 can be a regular cone having a lateral surface with a
concavely curved generatrix. The generatrix can be a curve
such as a circular, an elliptical, a parabolic, or an exponential
curve. The slope of a point on the lateral surface of the distal
section 110 increases from the proximal end to the apex 102.

Referring to FIG. 3 and FIG. 5, in an embodiment, the
distal section 110 can be a relatively irregular cone having
the lateral surface with a converged lateral tip 114 besides
the apex 102. The rest of the lateral surface of the distal
section 110 except the converged lateral tip 114 and the apex
102 can be relatively smooth. The converged lateral tip 114
on the relatively smooth surface of the distal section 110 can
be used as a photon scattering knot in nanoscale to form a
nanoscale light field, thereby enhancing the Raman scatter-
ng.

The tip body 100 can further have a first transitional
section 122 between the base 200 and the middle section
120. The first transitional section 122 can be a tapered
structure with a diameter gradually decreasing from D, to
D,. In an embodiment, the first transitional section 122 can
be a truncated cone (1.e., a conical frustum) having a lateral
surface with a concavely curved generatrix. The generatrix
can be a curve such as a circular, an elliptical, a parabolic,
or an exponential curve.

The tip body 100 can only have one transitional section
(e.g., the first transitional section 122 between the base 200
and the middle section 120) as shown 1n FIG. 4. In some

embodiments, tip body 100 can further comprise a second
transitional section between the middle section 120 and the
distal section 110. The second transitional section can be a
tapered structure with a diameter gradually decreasing from
the D, to the diameter of the proximal end 112 of the distal
section 110. In an embodiment, the second transitional
section can be a truncated cone (1.e., conical frustum) having,
a lateral surface with a concavely curved generatrix. The
generatrix can be a curve such as a circular, an elliptical, a
parabolic, or an exponential curve.

The stepped shape of the micro-tip creates one or more
edges on the relatively smooth surface of the micro-tip,
which can be used as a photon scattering knot in nanoscale
to form a nanoscale light field, thereby enhancing the Raman
scattering.

A matenial of the micro-tip, for first transitional section
122, the middle section 120, the second transitional section,
the distal section 110, and/or the apex 102, can be selected
from the group consisting of tungsten, silver, gold, and
platinum.




US 11,156,636 B2

7

Referring to FIG. 6 to FIG. 8, 1n some embodiments, the
micro-tip has a relatively irregular shape with the diameter
decreasing and increasing alternatively in different sections
of the micro-tip thereby forming one or more converged
lateral tips 114 and/or edges. For example, in the embodi-
ment shown i FIG. 6, the micro-tip comprises two con-
verged lateral tips 114; in the embodiment shown in FIG. 7,
the micro-tip comprises one converged lateral tip 114; and in
the embodiment shown 1n FIG. 8, the micro-tip comprises
one converged lateral edge and one converged lateral tip
114. The converged lateral tips 114 can divide the micro-tip
into one or more diameter-changing sections. Each diam-
cter-changing section has the diameter decreasing and then
increasing gradually in the length direction from one end to
the opposite end.

Referring to FIG. 6, 1n an embodiment, the micro-tip can
comprise a first diameter-changing section 130, a second
diameter-changing section 140, and a distal section 110. Two
opposite ends of the second diameter-changing section 140
respectively connect the first diameter-changing section 130
and the distal section 110. The first diameter-changing
section 130 1s closer to the base 200 than the second
diameter-changing section 140. The second diameter-chang-
ing section 140 1s closer to the distal section 110 than the first
diameter-changing section 130.

Referring to FIG. 7 and FIG. 8, the lateral surface of the
micro-tip can be relatively smooth, except the converged
lateral tip 114, the converged lateral edge, and the apex 102.
Referring to FIG. 6, the lateral surface of the micro-tip can
turther comprise one or more recesses 107 and/or protru-
sions 106. The converged lateral tip 114, converged lateral
edge, recess 107 and/or protrusion 106 on the relatively
smooth lateral surface of the micro-tip can be used as a
photon scattering knot 1n nanoscale to form a nanoscale light
field, to enhance the Raman scattering. Further, the protru-
sion 106 on the diameter-changing section can be used as an
indicator 1n a dark-field microscope system to indicate the
location of the scanning probe 10.

Referring to FIG. 9, the distal section 110 can have a ball
shape or an ellipsoid shape 1n geometry, and the ball shaped
or ellipsoid shaped distal section 110 can be used as a photon
scattering knot in nanoscale to form a nanoscale light field,
to enhance the Raman scattering.

In some embodiments, the micro-tip can have a tapered
structure with the diameter gradually decreasing along the
axial direction of the micro-tip from the tip body 100 to the
apex 102. The axial direction of the micro-tip from the tip
body 100 to the apex 102 can be a curved line.

Referring to FIG. 10 and FIG. 11, in an embodiment, the
micro-tip can comprise a curved section 150, a first straight
section 152, and a second straight section 154. The curved
section 150 1s joined between the first straight section 152
and the second straight section 154. The lateral surface
smoothly transforming from the first straight section 152 to
the second straight section 154 through the curved section
150. The first straight section 152 1s closer to the base 200,
and the second straight section 154 1s closer to the apex 102.
The second straight section 154 can be a cone comprising a
lateral surface with a concavely curved generatrix 108. The
first straight section 152 can be a truncated cone comprising
a lateral surface with a concavely curved generatrix 108. The
generatrix 108 can be a curve such as a circular, an elliptical,
a parabolic, or an exponential curve. The slope of a point on
the lateral surface of the first and second straight section
152, 154 of the micro-tip increases from the tip body 100 to
the apex 102. When the base 200 1s horizontally arranged, an
angle 0 can be defined between a vertical direction and the
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axial direction of the second straight section 154. The angle
0 can be less than 90 degrees and larger than 0 degree, and
in an embodiment, can be about 15 degrees to 60 degrees. In
the TERS, the base 200 and the first straight section 152 can
be horizontally arranged, and the location of the apex 102
can be calculated through the angle 0 and the length of the
second straight section 154, thereby precisely locating the
apex 102 to the center of the laser beam focus. An angle
between an axial direction of the second straight section and
an axial direction of the first straight section can be less than
90 degrees and larger than 0 degree, and 1n an embodiment,
can be 1n a range from about 30 degrees to 75 degrees. The
curved section 150 can be used as an indicator to indicate the
location of the scanning probe 10, and to calculate the
location of the apex 102 of the scanning probe 10.
Referring to FIG. 11, 1n an embodiment, the lateral
surface of the micro-tip can comprise a converged lateral tip
located on any, several, or all of the curved section 150, the
first straight section 152, and the second straight section 154.
In an embodiment, the micro-tip having the curved axial
direction can further have a tapered structure, by having the
distal section 110, the middle section 120, transitional sec-
tion 122, the converged lateral edge, the converged lateral

tip 114, the recess 107, the protrusion 106 of any of the
above-described embodiments, or a combination thereof.

Retferring to FIG. 12 and FIG. 13, 1n an embodiment, the
micro-tip can comprise a plurality of curved sections 150
and a plurality of straight sections 152, alternatively joined
to one another. One curved section 150 15 joined between
two straight sections 152. The plurality of curved sections
150 and the plurality of straight sections 152 cooperatively
form a conic spiral structure 160, which i1s a tree-dimen-
sional spiral, at the distal end of the micro-tip. The apex 102
of the micro-tip can be located at the center of the conic
spiral structure 160. A length of the micro-tip 1n the conic
spiral structure 160 can be 1n a range from about 200 um to
about 400 um. A pitch of the conic spiral structure 160 can
gradually decrease from the periphery to the center.

In some embodiments, the micro-tip can comprise a hook
structure at the distal end of the micro-tip. Referring to FIG.
14, 1n an embodiment, the micro-tip can comprise a first
straight section 152, a second straight section 154 and a
curved section 150 joined between the first straight section
152 and the second straight section 154 to cooperatively
form the hook structure 162. An angle between the length
direction of the first straight section 152 and the second
straight section 154 can be about 90 degrees. The first
straight section 152 comprises a recess 107. The curved
section 150 comprises a protrusion 106. The protrusion 106
can be used as an 1ndicator 1n a dark-field microscope system
to mdicate the location of the scanning probe 10.

Referring to FIG. 15, 1n another embodiment, the micro-
t1p can comprise a first straight section 152, a second straight
section 154, a third straight section 156, and two curved
section 150 respectively joined between the first straight
section 152 and the second straight section 154, and between
the second straight section 154 and the third straight section
156, to cooperatively form the hook structure 162. An angle
between the length direction of the first straight section 152
and the second straight section 154 can be about 90 degrees.
An angle between the length direction of the second straight
section 154 and the third straight section 156 can be about
90 degrees. An extending direction of the third straight
section 156 1s away from the base 200. The first straight
section 152 comprises a recess 107. One of the two curved
sections 150 comprises a protrusion 106. The protrusion 106




US 11,156,636 B2

9

can be used as an indicator 1n a dark-field microscope system
to 1ndicate the location of the scanning probe 10.

Referring to FIG. 16, in yet another embodiment, the
micro-tip can comprise a shape similar to the embodiment of
the micro-tip in FIG. 15 except that the third straight section
156 extends toward the base 200.

Referring to FIG. 17 and FIG. 18, an embodiment of a
method for manufacturing a scanning probe 10, the method
COmMprises:

S10, providing a probe precursor 312 and a corrosive
solution, the probe precursor 312 having a length
direction, the corrosive solution 1s capable of corroding
the probe precursor 312;

S20, immersing an end of the probe precursor 312 1n the
corrosive solution by having the length direction of the
probe precursor 312 inclined with a liquid surface 302
of the corrosive solution;

S30, adjusting the probe precursor 312 to have the length
direction of the probe precursor 312 substantially per-
pendicular to the liquid surface 302 of the corrosive
solution;

S40, corroding the probe precursor 312 by the corrosive
solution while maintaining the probe precursor 312 still
and substantially perpendicular to the liquid surface
302 and monitoring a corrosion current of the corrod-
ing; and

S350, moving the probe precursor 312 away from the
corrosive solution after a magnitude of the corrosion
current has a plunge;

wherein S20 to S50 are proceed 1n a condition-stable
environment.

The probe precursor 312 of the scanning probe 10 can
have a rod shape or a bar shape with a straight shape. A
diameter or a cross-sectional size of the probe precursor 312
can be 1n a range from about 200 micrometers (um) to about
1000 um. A length of the probe precursor 312 can be larger
than 500 um. In an embodiment, the length of the probe
precursor 312 can be 1n a range from about 0.1 mm to 1 cm.
The probe precursor 312 and the base 200 of the scanning
probe 10 can have the same diameter or the cross-sectional
s1ze because the section of the probe precursor 312 that 1s
not corroded by the corrosive solution 1s to be the base 200
of the scanning probe 10. The material of the probe precur-
sor 312 can be electrochemically corroded by the corrosive
solution, and the corrosion current can be monitored
between the probe precursor 312 and another electrode in
the corrosive solution. In some embodiments, the material of
the probe precursor 312 can be gold, silver, platinum,
tungsten, or optical fiber. In an embodiment, the probe
precursor 312 can have a fresh cutting end to remove a
passivating film formed on the surface of the metal material.

The corrosive solution can include a corroding agent
dissolved 1n a solvent. The corroding agent can be selected
from the group consisting of hydrochloric acid, nitric acid,
dilute sulfuric acid, sodium hydroxide, potassium hydroxide
(NaOH), sodium hydrogen carbonate (NaHCO,), potassium
hydrogen carbonate, and combinations thereolf. The corrod-
ing agent can be saturated in the corrosive solution to
achieve a rapid corroding speed. In some embodiments, a
concentration of the corroding agent 1n the corrosive solu-
tion can be 1n a range from about 0.1 mol/L to about 2 mol/L.
In an embodiment, the corroding agent 1s NaOH, a concen-
tration of NaOH 1s about 1.5 mol/L, and the material of the
probe precursor 312 is tungsten.

In an embodiment, the corrosive solution can further
include a bullering agent to regulate a corroding speed. The
buflering agent can be selected from the group consisting of
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magnesium sulfate, copper sulfate, sodium chloride (NaCl),
copper chlonide, and combinations thereof. In an embodi-
ment, the corroding agent 1s NaOH and the buflering agent
1s NaHCO,;. In another embodiment, the corroding agent 1s
NaHCO,; and the buflering agent 1s NaCl.

T'he surface of the probe precursor 312 i1s wettable to the
corrosive solution.

The condition-stable environment can be an environment
having a constant temperature and a constant humidity. The
constant temperature can be 20° C.+£0.5° C. The constant
humidity can be a relative humidity which 1s greater than
70%. The condition-stable environment can be substantially
closed to avoid an airflow disturbance. In an embodiment,
the corrosive solution can be contained i1n a substantially
closed container 320 with only an opening having a size that
1s suitable for the probe precursor 312 being adjusted
therethrough.

In S20, the end of the probe precursor 312 can be
obliquely inserted into the liquid surface 302 of the corro-
sive solution to avoid bringing gas 1nto the corrosive solu-
tion with the isertion of the probe precursor 312. The gas
bubbles, even 1n micro-size, attached on the probe precursor
312 will cause a non-uniform corroding of the surface of the
probe precursor 312 to increase a roughness of the formed
micro-tip of the scanning probe 10. In an embodiment, an
angle v between the length direction of the probe precursor
312 and the liquid surface 302 of the corrosive solution can
be substantially equal to a contact angle between the probe
precursor 312 and the corrosive solution. In some embodi-
ments, the angle v can be 1n a range from about 20 degrees
to about 70 degrees, and 1n an embodiment, can be about 30
degrees.

In S30, after the end of the probe precursor 312 1s
immersed 1n the corrosive solution, the direction of the
probe precursor 312 1s adjusted to substantially vertical and
thereby being perpendicular to the liqud surface 302 of the
corrosive solution. The substantially vertical and perpen-
dicular means that a deviation angle 1s less than 1 degree,
and 1n an embodiment less than 0.1 degrees. While adjusting
the direction of the probe precursor 312, the end of the probe
precursor 312 1s always kept in the corrosive solution
without being completely pulled out from the corrosive
solution. The probe precursor 312 1s not completely
immersed in the corrosive solution but intersected with the
liquid surface 302 of the corrosive solution. The immersed
portion 1s from the end of the probe precursor 312 to the
liquid surface 302 of the corrosive solution. The longer the
immersed portion of the probe precursor 312, the more the
corrosive solution 1s needed to react with the immersed
portion, and the greater the aflect to a chemical equilibrium
of the corroding 1n a limited amount of corrosive solution.
In an embodiment, a length of the portion that 1s immersed
in the corrosive solution of the probe precursor 312 can be
less than 100 micrometers (um). If the probe precursor 312
1s 1nserted too much in the corrosive solution 1n S20, the
adjusting 1n S30 can also include adjusting the immersed
length of the probe precursor 312 by pulling the probe
precursor 312 vertically from the corrosive solution to a
desired height. For example, an 1mitial immersed portion 1s
about 500 um and the probe precursor 312 1s pulled until 100
um of the probe precursor 312 i1s left in the corrosive
solution.

Referring to FIG. 18, due to a surface tension of the
corrosive solution, the liquid surface 302 1s raised up around
the probe precursor 312 and forms a liquid cone 304 under
the action of gravity. The higher the less of the corrosive
solution around the probe precursor 312. The liqud cone
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304 can have a concavely curved generatrix 306. The height
h of the liquid cone 304 and the shape of the concavely
curved generatrix 306 are related to the surface tension of
the corrosive solution and the contact angle between the
probe precursor 312 and the corrosive solution. The surface
tension and the contact angle vary with the components and
concentrations of the components of the corrosive solution
and the material of the probe precursor 312. Therefore, the
shape of the liquid cone 304 can be adjusted by adjusting the
corrosive solution and the probe precursor 312. In some
embodiments, the height h of the liquid cone 304 can be 1n
a range from about 10 uym to about 300 um. As the liquid
cone 304 formed by the corrosive solution will react with the
probe precursor 312 to form the micro-tip, the shape of the
micro-tip can be decided by the shape of the liquid cone 30
and the section of the micro-tip comprising the lateral
surface with the concavely curved generatrix 108 can be
formed. By adjusting the height h of the liquid cone 304, the
length of the micro-tip of the scanning probe 10 can be
achieved. By adjusting the shape of the liquid cone 304, the
desired shape of the concavely curved generatrix 108 can be
achieved.

In 5S40, the section of the probe precursor 312 under the
liquid surface 302 and surrounded by the liquid cone 304
reacts with the corrosive solution. The section of the probe
precursor 312 under the liquid surtace 302 1s completely
removed or broken up from the section of the probe pre-
cursor 312 above the liquid surface 302 by the corroding
reaction. As the amount of the corrosive solution of the
liquid cone 304 1s small, the section of the probe precursor
312 surrounded by the liquid cone 304 1s partially removed
to form the micro-tip of the scanning probe 10. The corro-
s10n current can be real-time monitored during the corroding
of the probe precursor 312 to decide the corroding stage. In
an embodiment, an opposite electrode can be iserted into
the same corrosive solution, and a current monitor such as
an ammeter can be connected between the probe precursor
312 and the opposite electrode to real-time monitor the
corrosion current. During the corroding reaction, the corro-
sion current decreases smoothly with time as the cross-
sectional size of the probe precursor 312 decreases. After a
period of time, a plunge of the corrosion current can be
observed indicating the corrosion current dropped greatly
and suddenly. The plunge of the corrosion current corre-
sponds to the break-up between the above section and the
lower section of the probe precursor 312 at the liquid cone
304. After the plunge, the corrosion current may still be
detectable as a residual amount of corrosion current still
exists between the formed micro-tip and the liquid surface
302. Referring to FIG. 19, 1n an embodiment, the plunge of
the corrosion current occurs at about 400 seconds of the
corroding.

In S50, after the plunge occurred, the probe precursor 312
can be moved away from the corrosive solution vertically or
obliquely. The angle v between the length direction of the
probe precursor 312 and the liquid surface 302 of the
corrosive solution during the moving away of the probe
precursor 312 can be substantially equal to a contact angle
between the probe precursor 312 and the corrosive solution.
In some embodiments, the angle v can be 1n a range from
about 20 degrees to about 70 degrees, and 1n an embodiment,
can be about 30 degrees.

The residue corrosive solution on the formed micro-tip
can be rinsed away 1 a step S60 by a solvent such as
deionized water or an organic solvent such as 1sopropanol.
At this stage, a straight scanning probe 10 such as the
embodiment shown 1n FIG. 1 and FIG. 2 can be obtained.
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The corroding can be conveniently controlled by monitoring
the corrosion current and applying the plunge as a threshold
of the corroding.
In an embodiment, the method for manufacturing the
scanning probe 10 can further comprises:
S610, rinsing the micro-tip with a bu
several times; and
S620, rinsing the micro-tip, which has been rinsed by the
bufler solution, with isopropanol for several times.
The bufler solution can include the bufler agent, which
can be a combination of NaHCO, and NaCl in one embodi-
ment, or a saturated NaHCO, solution 1n another embodi-
ment. In an embodiment, the probe precursor 1s obliquely
moved away from the corrosive solution, rinsed with
NaHCO,/NaCl twice, and then rinsed with 1sopropanol
twice to terminate the corroding reaction in a short time.
The method can further include steps S32 to S34 between
the step S30 and the step S40 to form the stepped shaped

micro-tip 1n the embodiments such as shown 1n FIG. 3 to
FIG. 5:

S32, corroding the probe precursor 312 by the corrosive
solution 1n a period of time while maintaining the probe
precursor 312 still and substantially perpendicular to
the liquid surface 302; and

S34, moving a first section of the probe precursor 312 out
from the corrosive solution.

Steps S32 and S34 are proceeded before the magnitude of
the corrosion current has the plunge. During the steps S32
and S34, the end of the probe precursor 312 1s always kept
in the corrosive solution without being completely pulled
out from the corrosive solution. The first section of the probe
precursor 312 can be pulled out from the corrosive solution
in S34 to form the middle section 120 of the stepped shaped
micro-tip.

In step S32, the first section of the probe precursor 312 1s
located below the liquid surface 302 so corroded by the
corrosive solution for the period of time 1n step S32. The
diameter of the first section decreases umiformly under the
liquid surface 302 due to the corroding. In some embodi-
ments, the period of time 1 S32 can be 1n a range from about
S seconds to about 60 seconds, a length of the first section
can be 1n a range from about 20 um to about 40 um. In some
further embodiments, the period of time 1n S32 can be 1 a
range from about 30 seconds to about 60 seconds. By
adjusting the period of time, a difference between the
constant diameter (D,) of the middle section 120 and the
diameter (D,) of the base 200 can be adjusted. In an
embodiment, D,-D, 1s about 10 um. A liquid cone 304 can
be formed above the liquid surface 302 around a second
section of the probe precursor 312. Accordingly, the second
section of the probe precursor 312 above the liquid surface
302 can be synchronously corroded by the liquid cone 304
to form a tapered structure with a diameter gradually
decreasing from the original diameter of the probe precursor
312 to the diameter of the first section. The first section of
the probe precursor 312 forms the middle section 120 of the
scanning probe 10, and the second section of the probe
precursor 312 forms the first transitional section 122 of the
scanning probe 10.

In step S34, the moving can be 1 a direction that 1s
substantially vertical and perpendicular to the liquid surface
302 of the corrosive solution.

Steps S32 and S34 can be repeated one or several times
to form a plurality of steps in the length direction of the
probe precursor 312 as long as the previously immersed
portion of the probe precursor 312 1s long enough.

ter solution for
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After the step S34, the distal end of the probe precursor
312 i1s still immersed 1n the corrosive solution so the steps
S30 and S40 can then be proceeded.

The method for manufacturing the scanning probe 10 can
turther include steps S70 after the step S50 to further varies
the shape of the micro-tip by further corroding:

S70, corroding the probe precursor 312 by additional
corrosive solution after the probe precursor 312 is
moved away from the corrosive solution.

The additional corrosive solution can be applied to the
probe precursor 312 by different methods. An amount of the
additional corrosive solution can be 1n a range from about 2
ul to about 3 uL.. In an embodiment, the step S70 includes
obliquely aligning the probe precursor 312 and dropping one
or several drops of the additional corrosive solution on the
formed micro-tip. The drops of the additional corrosive
solution can be generated by using a pipette. In another
embodiment, the step S70 includes obliquely aligning the
probe precursor 312 and corroding the probe precursor 312
by the residue corrosive solution on the micro-tip without
the rinsing step after the step S50. Under the action of the
gravity, the additional corrosive solution can be flowed on
the surface of the micro-tip to form irregular shape such as
in the embodiments shown 1 FIGS. 6 to 8. During the
corroding, the probe precursor 312 can be simultaneously
rotated to change the direction thereby aggregating the
additional corrosive solution on a local area of the micro-tip
to form the irregular shape.

The step S70 can further include irradiating the additional
corrosive solution on the micro-tip with a laser beam to heat
the additional corrosive solution thereby promoting the
corroding. A power of the laser beam can be 1in a range from
about 3 Watts (W) to about 5 W. A wavelength of the laser
beam can be about 1550 nm. The laser beam can be focused
on the additional corrosive solution or the micro-tip in a
dark-field microscope system. As the amount of the addi-
tional corrosive solution can be very small, the corroding
reaction can be spontaneous terminated 1n about 3 seconds
to 5 seconds.

The method for manufacturing the scanning probe 10 can
turther include steps S80 atter the step S50 to turther varies
the shape of the micro-tip by laser beam 1rradiation:

S80, obliquely or horizontally aligning the probe precur-
sor 312, and 1rradiating the micro-tip with a laser beam
thereby curving the micro-tip aiter the probe precursor
312 is moved away from the corrosive solution.

The curving of the micro-tip forms the curved section 150
of the scanning probe 10 in the embodiments such as shown
in FIG. 10 to FIG. 16. The laser beam can be 1rradiated on
the micro-tip before or after the micro-tip 1s rinsed. The
irradiating 1n step S80 can last for about 10 seconds to about
60 seconds. The laser beam can be focused on a local area
of the micro-tip thereby heating the local area 1n a dark-field
microscope system. The irradiated local area can be at a
middle portion of the micro-tip. In some embodiments, the
irradiated local area can be about 2 um to about 500 um
away from the apex 102. In an embodiment, the local area
can be previously corroded by the drops of the additional
corrosive solution 1n the step S70 thereby 1s narrowed and
casy to be curved under an action of the gravity.

The obliquely or horizontally aligned micro-tip can be
curved under the action of the gravity from the irradiated
local area. A curving angle, such as the angle 0 1n FIG. 10,
of the micro-tip can be decided by the irradiating time. The
forming of the curving angle can be real-time observed 1n
the 1n a dark-field microscope system. The 1rradiating can be
terminated once the desired curving angle of the micro-tip 1s
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achieved. The curved scanning probe 10 can be obtained
after the irradiated area of the micro-tip 1s cooled to room
temperature.

In some embodiments such as in FIG. 12 to FIG. 15,
several local areas on the micro-tip can be 1rradiated one by
one by the laser beam to form a plurality of curved sections
150 along the length direction of the micro-tip. The laser
beam irradiation can occur with the rotating and/or adjusting
the aligning direction of the micro-tip. The step S80 can
further include irradiating a plurality of local areas one by
one by the laser beam, and changing the aligning direction
ol the probe precursor 312 between two adjacent 1rradiating
to form the plurality of curved sections 150 curving toward
different directions under the action of the gravity.

Referring to FIG. 20, an embodiment of a scanning probe
manufacturing apparatus 300 for manufacturing the scan-
ning probe 10 1s provided. The apparatus 300 can include a
driving device 310 and a reacting container 320.

The drniving device 310 can include a fastener 311 con-
figured to fasten the probe precursor 312. In an embodiment,
the fastener 311 1s a clamp. The reacting container 320
contains the corrosive solution. The driving device 310 1is
configured to move the probe precursor 312 1n the reacting
container 320 through the fastener 311. More specifically,
the driving device 310 can drive the fastener 311 to move
and/or rotate thereby moving and/or changing direction of
the probe precursor 312 clamped by the fastener 311 1n three
dimensional space.

In an embodiment, the driving device 310 includes a
stepper motor 313 and a piezoelectric ceramics 314 con-
nected with the stepper motor 313 to cooperatively worked
as a driving unit to drive the fastener 311. In an embodiment,
the driving device 310 can further include a first controller
to control the stepper motor 313 and a second controller to
control the piezoelectric ceramics 314. The first controller 1s
clectrically connected with the stepper motor 313. The
second controller 1s electrically connected with the piezo-
clectric ceramics 314.

Referring to FIG. 21, in an embodiment, the driving
device 310 can further include a moving member 315 and a
substrate 317. The moving member 315 1s movable to the
substrate 317. The fastener 311 and/or the piezoelectric
ceramics 314 can be fixed to the moving member 315
thereby moving with the moving member 315. The rotator of
the stepper motor 313 1s connected with the moving member
315, thereby driving the moving member 315 to horizontally
move and/or a vertically move the fastener 311 and/or the
piezoelectric ceramics 314. The stator of the stepper motor
313 1s fixed to the substrate 317. In an embodiment, the
substrate 317 1s vertically arranged, and the moving member
315 can be vertically moved on the substrate 317.

The stepper motor 313 1s an open loop control element
that converts the electrical pulse signal into an angular
displacement or a linear displacement. In response to a pulse
signal, the stepper motor 313 i1s driven to rotate by a fixed
angle 1n a set direction. The rotation of the stepper motor 313
1s performed step by step at the fixed angle, and the angular
displacement can be controlled by controlling the number of
pulses to achieve accurate positioming. The stepper motor
313 can control the speed and acceleration of the motor
rotation by controlling the pulse frequency, thereby achiev-
ing a speed regulation. The stepper motor 313 can control
the probe precursor 312 to move 1n the corrosive solution at
a relatively large scale.

The piezoelectric ceramics 314 has an inverse piezoelec-
tric eflect, and will have a slight deformation under the
action of an electric field. The piezoelectric ceramics 314
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can be used as a micro-displacement actuator to achieve a
precisely controlled slight displacement by using the inverse
piezoelectric effect. Precise control.

The piezoelectric ceramics 314 controls the upward or
downward displacement of the probe precursor 312 in the
corrosive solution by the second controller 392, which can
accurately control a few nanometers. The liqud surface 302
of the corrosive solution 1s not disturbed during the move-
ment, so that the corroding of the probe precursor 312 during,
the movement 1n the corrosive solution 1s relatively stable.

By combining the piezoelectric ceramics 314 with the
stepper motor 313, the fastener 311 can be synchronously
driven such that the probe precursor 312 moves vertically 1n
the corrosive solution without disturbing the chemical reac-
tion. Thus, the surface topography and size, which are
formed by the corroding, of the scanning probe 10 will not
be damaged by the movement.

In an embodiment, the scanming probe manufacturing
apparatus 300 further includes a table 350, a fixing frame
360, and a displacement mobile station 340. The table 350
1s configured to place and support the driving device 310 and
the reacting container 320. The fixing frame 360 1s disposed
on the table 350. A height of the fixing frame 360 1s higher
than the reacting container 320 for fixedly supporting the
driving device 310. The displacement mobile station 340 1s
disposed on the table 350 for adjusting the position of the
reacting container 320.

The displacement mobile station 340 can be a three-
dimensional displacement station to adjust the position of
the reacting container 320 1n three directions.

Referring to FIG. 22, 1n an embodiment, the scanming
probe manufacturing apparatus 300 further includes a reac-
tor holding tank 330. The reactor holding tank 330 1s
disposed on the displacement mobile station 340, and the
tank wall 331 of the reactor holding tank 330 surrounds the
reacting container 320 to form a reactor accommodating,
space 332 for accommodating the reacting container 320.
The reactor holding tank 330 disposed on the displacement
mobile station 340 1s configured to adjust the reacting
container 320.

Referring to FIG. 23, in an embodiment, the reacting
container 320 1s a U-shaped reactor having an inner diameter
of about 1 cm and an outer diameter of about 2.4 cm. The
U-shaped reactor has two openings at two opposite ends.
The reacting container 320 can be made of quartz material.
In an embodiment, the scanning probe manufacturing appa-
ratus 300 further includes a first sealing plate 321 and a
second sealing plate 325. The first sealing plate 321 1s
fixedly coupled to the first opening 323 of the reacting
container 320. A small hole 324 1s defined on the first sealing
plate 321 for allowing the probe precursor 312 to enter and
exit the reacting container 320. The second sealing plate 3235
1s fixedly coupled to the second opening 326 of the reacting
container 320 for sealing the second opening 326 of the
reaction container 320. The probe precursor 312 can be
inserted into the corrosive solution through the small hole
324. The first sealing plate 321 and the second sealing plate
325 can form a relatively closed environment 1n the reacting
container 320. Thereby, the probe precursor 312 can be
clectrochemically corroded 1n the relatively closed environ-
ment to avoid environmental disturbance. In an embodi-
ment, the scanming probe manufacturing apparatus 300
turther includes a circulating cooling device 327. The cir-
culating cooling device 327 can be disposed around the
outer wall of the reacting container 320 to provide a constant
temperature within the reacting container 320. Specifically,
the circulating cooling device 327 can be a pipeline sur-
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rounding the outer wall of the reacting container 320. A
continuously circulating anhydrous ethanol can be placed 1n
and passed through the pipeline. The reacting container 320
can be rapidly cooled by the circulating of the anhydrous
cthanol such that the temperature within the reacting con-
tainer 320 can be kept constant.

In an embodiment, the scanning probe manufacturing
apparatus 300 further includes a dryer, a temperature and
humidity monitoring module, and a temperature and humid-
ity controller. A desiccant can be placed 1n the dryer, and the
dryer can be placed 1n the reactor holding tank 330, so that
the humidity 1n the reactor holding tank 330 can be con-
trolled, thereby control the internal humidity of the reacting
container 320. The temperature and humidity monitoring
module 1s configured to monitor the temperature and humid-
ity in the reactor holding tank 330 to ensure a constant
temperature and humidity in the environment when prepar-
ing the scanning probe 10.

Referring to FIG. 24, 1n an embodiment, the scanning
probe manufacturing apparatus 300 further includes an
clectrode 370 and a power control module 380. The elec-
trode 370 1s disposed in the corrosive solution of the reacting
container 320. One end of the power control module 380 1s
clectrically connected to the electrode 370, and the other end
of the power control module 380 1s electrically connected to
the probe precursor 312 for detecting the corrosion current
passing through the probe precursor 312 and controlling the
driving device 310 of the scanning probe manufacturing
apparatus 300 1n response to the corrosion current. The
power control module 380 can be a proportional-integral-
derivative (PID) controller or a field-programmable gate
array (FPGA). The electrode 370 can be disposed in the
corrosive solution of the reacting container 320 through the
small hole 324. The power control module 380 can be
clectrically connected to the electrode 370 at one end and
clectrically connected to the probe precursor 312 at the other
end, and can detect the current of the probe precursor 312
during the electrochemical reaction.

In an embodiment, the scanning probe manufacturing
apparatus 300 further includes a sampling resistor 381. One
end of the sampling resistor 381 can be electrically con-
nected to the probe precursor 312, and the other end of the
sampling resistor 381 can be electrically connected to the
power control module 380 for detecting current passing
through the probe precursor 312. The sampling resistor 381
can be connected in series with the power control module
380 1n the circuit. The change of the corrosive current of the
probe precursor 312 during the electrochemical reaction can
be obtained by detecting the current passing through the
sampling resistor 381.

When the current of the probe precursor 312 has a sudden
change such as a plunge during the electrochemical reaction,
the power supply to the driving device 310 1s turned off by
a feedback program 1n the power control module 380. At this
time, the probe precursor 312 which has been etched can be
removed from the liquid surface 302 of the corrosive solu-
tion by the piezoelectric ceramics 314, and can be pulled
away Irom the first opening 323 of the reacting container
320 by about 2 c¢m, rinsed with water for several times to
obtain the scanning probe 10. In an embodiment, the scan-
ning probe manufacturing apparatus 300 can also 1include a
dark field optical microscope system, a laser, and a micro-
pipetting 1njector.

Referring to FIG. 25, the present disclosure also provides
a tip-enhanced Raman spectroscope system 400, which can
be a micro-area confocal Raman spectroscope system,
including a laser emitting unit 410, a first prism 420, a first
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dichroic beam splitter 430, a laser excitation unit 450, a first
Raman spectrometer 460, a second prism 480, and a con-
focal detecting umt 490. The laser emitting unit 410 1s
configured to emit laser beam. The laser excitation unit 450
includes a sample stage 503 and a scanning probe 10. The
sample stage 503 i1s configured to have the sample 501
disposed thereon such that the incident laser beam 1is trans-
mitted to the sample 501 to excite scattered lights, including,
both Raman scattered light and Rayleigh scattered light,
from the surface of the sample 501. The micro-tip of the
scanning probe 10 1s positioned at the focus center of the
laser beam, and an electromagnetic field at the apex 102 of
the scanning probe 10 1s confined and enhanced thereby
enhancing the Raman scattering signal from the sample 501
in the vicinity of the apex 102. The scattered lights can pass
through the same optical path of the incident laser beam. The
first dichroic beam splitter 430 1s disposed on both the
optical path of the incident laser beam and the optical path
of the scattered lights. The first dichroic beam splitter 430 1s
configured to retlect the incident laser beam to the sample
501 and split the Raman scattered light from the Rayleigh
scattered light 1n the scattered lights. The first Raman
spectrometer 460 1s disposed on the optical path of the
Raman scattered light split by the first dichroic beam splitter
430 to obtain a Raman spectrum of the sample 301. The first
prism 420 1s disposed on the optical path of the Rayleigh
scattered light split by the first dichroic beam splitter 430,
and retlects the Rayleigh scattered light to the second prism
480. The Rayleigh scattered light 1s further split by the
second prism 480 into two Rayleigh scattered light beams.
The confocal detecting umt 490 1s disposed on the optical
path of one of the two Rayleigh scattered light beams to
obtain a high resolution 1image of the sample 501.

The laser emitting unit 410 emits the laser beam that
enters an optical fiber through a coupler, and 1s split into two
incident laser beams by the first prism 420. The first prism
420 can be disposed on the optical path of the laser beam
emitted by the laser emitting unit 410 to split the imncident
laser beam 1nto a first incident laser beam and a second
incident laser beam. The first dichroic beam splitter 430 1s
disposed on the optical path of the first incident laser beam.
The first incident laser beam 1s reflected to the sample 501
by the first dichroic beam splitter 430.

Referring to FIG. 26, 1n an embodiment, the tip-enhanced
Raman spectroscope system 400 further includes a second
dichroic beam splitter 440 and a second Raman spectrometer
4'70. The second dichroic beam splitter 440 1s disposed on
the optical path of second 1ncident laser beam after the first
prism 420. The sample 501 1s disposed between the first
incident laser beam and the second incident laser beam. That
1s, both of the first incident laser beam and the second
incident laser beam can be focused on the sample. The laser
excitation unit 450 can include two scanning probes 10. The
micro-tips of the two scanning probes 10 are respectively
positioned at the two focus centers of the first incident laser
beam and the second incident laser beam to enhance the
scattered lights of the sample 501. The sample stage 503 can
be transparent for the scattered light. The laser beam can be
incident from the side of the sample stage 503 adjacent to the
first Raman spectrometer 460, and the second Raman spec-
trometer 470 can receive the Raman scattered light from the
other side of the sample stage 503, and vice versa.

The scattered lights can pass through the same optical
paths of the first and second incident laser beams. The first
dichroic beam splitter 430 1s disposed on both the optical
path of the first incident laser beam and the optical path of
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1s configured to reflect the first incident laser beam to the
sample 501 and split the first Raman scattered light from the
first Rayleigh scattered light 1n the first scattered lights. The
first Raman spectrometer 460 1s disposed on the optical path
of the first Raman scattered light split by the first dichroic
beam splitter 430 to obtain a Raman spectrum of the sample
501. The second dichroic beam splitter 440 1s disposed on
both the optical path of the second incident laser beam and
the optical path of the second scattered lights. The second
dichroic beam splitter 440 1s configured to retlect the second
incident laser beam to the sample 301 and split the second
Raman scattered light from the second Rayleigh scattered
light. The second Raman spectrometer 470 1s disposed on
the optical path of the second Raman scattered light split by
the second dichroic beam splitter 440 to obtain a Raman
spectrum of the sample 501. The second prism 480 1s
disposed on both the optical path of the first Rayleigh
scattered light split by the first dichroic beam splitter 430
and the second Rayleigh scattered light split by the second
dichroic beam splitter 440.

In an embodiment, the first Raman scattered light split by
the first dichroic beam splitter 430 1s coupled 1nto an optical
fiber through a coupler and transmitted to the first Raman
spectrometer 460 through the optical fiber. The second
Raman scattered light split by the second dichroic beam
splitter 440 1s coupled into another optical fiber by another
coupler and transmitted to the second Raman spectrometer
470 through the optical fiber. A transmissive optical path
structure 1s achieved by the first dichroic beam splitter 430
and the second dichroic beam splitter 440 such that Raman
scattered lights are transmitted to the first Raman spectrom-
cter 460 and the second Raman spectrometer 470.

The first Rayleigh scattered light and the second Rayleigh
scattered light transmait 1n the optical paths back to the first
prism 420 and the second prism 480. The second prism 480
can further split the Rayleigh scattered light into two Ray-
leigh scattered light beams. The confocal detecting unit 490
1s disposed on the optical path of one of the two Rayleigh
scattered light beams. In an embodiment, the tip-enhanced
Raman spectroscope system 400 further includes a first
focusing lens 910 and a charge coupled device (CCD) 920.
The first focusing lens 910 1s disposed on the optical path of
another of the two Rayleigh scattered light beams. The
Rayleigh scattered light beam converged by the first focus-
ing lens 910 enters to the charge coupled device 920. Based
on the differential confocal principle, the 1image of the
sample can be compensated by a phase difference to obtain
a high resolution 1mage of the sample, so that the apex of the
scanning probe 10 can be precisely moved to the focus.
Therefore, the tip-enhanced Raman spectroscope system
400 can be used not only to measure the composition of the
sample 501, but also to analyze the surface topology of the
sample 501. Moreover, the spatial resolution can be
improved by the optical path design of the tip-enhanced
Raman spectroscope system 400. The Raman scattering can
be enhanced by the scanning probe 10. The clementary
excitation enhanced by the scanning probe 10 increases the
clectromagnetic field of the surface of the sample 1n the
vicinity of the apex 102, thereby enhancing the Raman
scattering signal of the sample 501 to achieve a high spectral
resolution of the Raman spectrum.

In an embodiment, the tip-enhanced Raman spectroscope
system 400 further includes a first reflecting mirror 930 and
a second reflecting mirror 940. The first reflecting mirror
930 15 disposed between the laser emitting unit 410 and the
first prism 420 to change the direction of the optical path of
the incident laser beam, and reduce the overall volume of the
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tip-enhanced Raman spectroscope system 400. The second
reflecting mirror 940 1s disposed between the first prism 420
and the second dichroic beam splitter 440 to change the
direction of the optical path of the second incident laser
beam, and reduce the overall volume of the tip-enhanced
Raman spectroscope system 400.

The first reflecting mirror 930 can change the direction of
the optical path of the incident laser beam, thereby changing
the optical paths 1n the tip-enhanced Raman spectroscope
system 400, and reducing the volume that the optical paths
take, so that the tip-enhanced Raman spectroscope system
400 can be more portable and convenient to carry.

The second reflecting mirror 940 can change the direction
of the optical path of the incident laser beam, thereby
changing the optical paths in the tip-enhanced Raman spec-
troscope system 400, and reducing the volume that the
optical paths take, so that the tip-enhanced Raman spectro-
scope system 400 can be more portable and convenient to
carry.

In an embodiment, the laser emitting umt 410 includes a
plurality of laser generators 401, a plurality of third colli-
mating beam expanders 402, a plurality of apertures 403, a
plurality of radial polarized light converters 404, a plurality
of dichroic mirrors 405, and a polarizing beam splitter 406.
The plurality of laser generators 401 are configured to emuit
a plurality of laser beams. Fach of the third collimating
beam expanders 402 1s disposed on an optical path of the
laser beam emitted by each of the laser generators 401. Each
of the apertures 403 1s disposed on the optical path of the
laser beam after the third collimating beam expander 402.
Each of the radial polarized light converters 404 1s disposed
on the optical path of the laser beam after the aperture 403.
Each of the dichroic mirrors 405 1s disposed on the optical
path of the laser beam after the radial polarized light
converter 404. The plurality of laser beams are recombined
into a single laser beam through the plurality of dichroic
mirrors 405. The polarizing beam splitter 406 1s disposed on
the optical path of the recombined laser beam after the
plurality of dichroic mirrors 405.

The plurality of the laser generators 401 can be single
frequency lasers with different wavelengths such as 532 nm,
633 nm, or 488 nm, which can realize a multi-wavelength
Raman scattering spectroscopy detection. The laser beam
emitted from each of the laser generators 401 1s coupled nto
the optical fiber via a coupler, and transmitted to the third
collimating beam expander 402 which maintains a collima-
tion of the laser beam between the laser cavity and the
optical lens. The aperture 403 1s disposed after the third
collimating beam expander 402. The numerical aperture of
the optical fiber and the numerical aperture of the third
collimating beam expander 402 may be different, inducing
a lot of surrounding lights entering to the optical path of the
system 400, which may affect the detection of the scattered
light signals of the sample 501.

The aperture 403 can blocking the surrounding lights out
from the tip-enhanced Raman spectroscope system 400,
reducing the influence of surrounding lights on the detection
of Raman scattered light and Rayleigh scattered light, and
improving the detection efliciency.

The radial polarized light converter 404 1s disposed on the
optical path of the laser beam after the aperture 403 to
change the polarization state of the incident laser beam into
a radially polarized laser beam, which can form a stronger
longitudinal light field at the focus.

The polanized light with 1ts electric field along the plane
of incidence 1s denoted p-polarized, while the polarized light
whose electric field 1s normal to the plane of incidence 1s
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denoted s-polarized. In an embodiment, the s-polarized light
of the incident laser beam 1s filtered by the polarizing beam
splitter 406, and the p-polarized light passes through the
reflecting mirror 930, the beam splitter 420, the first dichroic
beam splitter 430, and enters the first objective lens 502; and
passes through the reflecting mirror 930, the beam splitter
420, the second reflecting mirror 940, the second dichroic
beam splitter 440, and enters the second objective lens 503.
The p-polarized light completely passes the polarizing beam
splitter 406, and the s-polarized light is retlected at an angle
by the polarizing beam splitter 406. The polarizing beam
splitter 406 1s composed by a pair of high precision right
angle prisms, wherein the oblique surface of one prism 1s
plated with a polarizing film.

In an embodiment, the first dichroic beam splitter 430 and
the second dichroic beam splitter 440 are dichroic mirrors.
The first dichroic beam splitter 430 and the second dichroic
beam splitter 440 are almost completely transparent to the
Raman scattered light, and almost completely non-transpar-
ent to the Rayleigh scattered light. Accordingly, the scattered
light of the sample 501 can be separated into the Raman
scattered light and the Rayleigh scattered light by the first
dichroic beam splitter 430 and the second dichroic beam
splitter 440. The Rayleigh scattered lights reflected by the
first dichroic beam splitter 430 and the second dichroic beam
splitter 440 enter the photomultiplier 904 which 1s capable
ol detecting the intensity of the light. The Raman scattered
lights enter the first detector 604 and the second detector 704
for Raman spectroscopy detection. In an embodiment, the
first dichroic beam splitter 430 and the second dichroic beam
splitter 440 can be a narrowband single notch filter, which 1s
capable of separating the Raman scattered light and the
Rayleigh scattered light. The first detector 604 and the
second detector 704 can be detectors, oscilloscopes, spec-
trometers, and so on.

In an embodiment, the laser excitation unit 450 further
includes a first objective lens 502 and a second objective
lens 503. The first objective lens 502 1s disposed between the
first dichroic beam splitter 430 and the sample 501 to focus
the incident laser beam on the surface of the sample 501. The
second objective lens 503 1s disposed between the second
dichroic beam splitter 440 and the sample 501 to focus the
incident laser beam on the surface of the sample 501. The
first objective lens 502 and the second objective lens 503 are
high numerical aperture objective lenses, such as the Mitu-
toyo® M PLAN APO HR telephoto objective lens or the
Olympus® LMPLFLN 100 telephoto objective lens. The
high numerical aperture objective laser 1n the excitation unit
450 and the radially polarized laser beam can produce a high
quality longitudinal light-field 1n a micro-area.

In an embodiment, the first Raman spectrometer 460
includes a second focusing lens 601, a first collimating beam
expander 602, a third focusing lens 603, and a first detector
604. The second focusing lens 601 1s disposed on the optical
path of the first Raman scattered light split by the first
dichroic beam splitter 430. The first Raman scattered light
focused by the second focusing lens 601 enters the optical
fiber. The first collimating beam expander 602 1s disposed on
the optical path of the first Raman scattered light transmitted
through the optical fiber. The third focusing lens 603 1s
disposed on the optical path of the first Raman scattered light
alter the first collimating beam expander 602. The first
detector 604 1s disposed on the optical path of the first
Raman scattered light focused by the third focusing lens 603
to have a Raman spectroscopy detection of the sample 501.
The second focusing lens 601 and the third focusing lens 603
can compensate for the shortage of the light amount, and can




US 11,156,636 B2

21

focus the light. The second focusing lens 601 and the third
focusing lens 603 are correspondingly selected according to
the size of the numerical aperture of the first objective lens
502.

In an embodiment, the second Raman spectrometer 470
includes a fourth focusing lens 701, a second collimating
beam expander 702, a fifth focusing lens 703, and a second
detector 704. The fourth focusing lens 701 1s disposed on the
optical path of the second Raman scattered light split by the
second dichroic beam splitter 440. The second Raman
scattered light focused by the fourth focusing lens 701 enters
the optical fiber. The second collimating beam expander 702
1s disposed on an optical path of the second Raman scattered
light transmitted through the optical fiber. The fifth focusing
lens 703 1s disposed on the optical path of the second Raman
scattered light after the second collimating beam expander
702. The second detector 704 1s disposed on the optical path
of the second Raman scattered light focused by the fifth
focusing lens 703 to have a Raman spectroscopy detection
of the sample 501. The fourth focusing lens 701 and the fifth
focusing lens 703 can compensate for the shortage of the
light amount, and can focus the light. The fourth focusing
lens 701 and the fifth focusing lens 703 are correspondingly
selected according to the size of the numerical aperture of
the second objective lens 503.

In an embodiment, the confocal detecting unit 490
includes a third prism 901, two sixth focusing lenses 902,
two pinhole apertures 903, and two photomultipliers 904.
The third prism 901 1s disposed on the optical path of the
Rayleigh scattered light after the second prism 480 and 1s
different from the optical path of the Rayleigh scattered light
path that enters to the first focusing lens 910. The two sixth
focusing lenses 902 are respectively disposed on the two
optical paths of the Rayleigh scattered light split by the third
prism 901. The two pinhole apertures 903 are respectively
disposed on the two optical paths of the Rayleigh scattered
lights after the two sixth focusing lenses 902. The two
photomultipliers 904 are respectively disposed on the two
optical paths of the Rayleigh scattered lights after the two
pinhole apertures 903 to detect the Rayleigh scattered lights
excited by the sample 501.

The third prism 901 1s a beam splitter. The first Rayleigh
scattered light and the second Rayleigh scattered light
respectively split by the first dichroic beam splitter 430 and
the second dichroic beam splitter 440 are transmitted along
the original optical paths back to the first prism 420 and the
second prism 480, and then split by the third prism 901. The
two Rayleigh scattered lights split by the third prism 901
respectively enter the two photomultiplier 904. The two
photomultiplier 904 are equidistant positioned which can be
perform a differential detection between the two Rayleigh
scattered lights.

In an embodiment, the tip-enhanced Raman spectroscope
system 400 further includes a data acquiring device, a
sample stage controller, an objective actuator controller, a
mounting bracket, and a computer. The sample stage con-
troller and the objective actuator controller collectively
control the relative positions of the first objective lens 502,
the second objective lens 3503, and the sample 501. The
sample stage controller 1s capable of controlling the sample
stage to move 1n a nanoscale precision thereby moving the
apex 102 of the scanning probe 10 to the center of the focus.
The computer 1s respectively connected to the data acquiring
device, the sample stage controller, and the objective actua-
tor controller. The data acquiring device can simultaneously
collect the weak voltage signals output by the two photo-
multipliers 904.
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Retferring to FIG. 27 and FIG. 28, the characteristic peaks
of 153 cm™>, 219 cm™" and 473 cm™" of sulfur (FIG. 27) and
the characteristic peaks of 158 cm™' and 2708 cm™" of
carbon nanotubes (FIG. 28) were detected by the tip-en-
hanced Raman spectroscope system 400. The tip-enhanced
Raman spectroscope system 400 forms a high resolution
observation field, which can reach 8 million pixels to 10
million pixels. A spatial resolution of the tip-enhanced
Raman spectroscope system 400 1s less than 80 nm, wherein
the x direction 1s less than 80 nm, the z direction 1s less than
0.05 nm, and the Raman spectral resolution is about 1 cm™"
to about 2 cm™'.

Finally, 1t 1s to be understood that the above-described
embodiments are itended to illustrate rather than limit the
present disclosure. Variations may be made to the embodi-
ments without departing from the spirit of the present
disclosure as claimed. Flements associated with any of the
above embodiments are envisioned to be associated with any
other embodiments. The above-described embodiments
illustrate the scope of the present disclosure but do not
restrict the scope of the present disclosure.

What 1s claimed 1s:

1. A scanning probe comprising:

a base; and

a micro-tip disposed on an end of the base,

wherein at least a section of the micro-tip comprises a
lateral surface with a concavely curved generatrix;

the micro-tip comprises an apex and a tip body disposed
between the base and the apex, the apex 1s located at a
most distal end of the scanning probe, the micro-tip has
a first length direction extending from the tip body to
the apex; and

the micro-tip comprises a curved section, a first straight
section, and a second straight section, the curved sec-
tion 1s joined between the first straight section and the
second straight section, and the lateral surface of the
micro-tip smoothly transforms from the first straight
section to the second straight section through the
curved section.

2. The scanning probe of claim 1, wherein the section of
the micro-tip has a cone shape or a truncated cone shape, and
the concavely curved generatrix 1s a circular curve line, an
clliptical curve line, a parabolic curve line, or an exponential
curve line.

3. The scanming probe of claim 1, wherein a diameter of
the apex 1s 1n a range from about 1 nm to about 5 nm, and
a length of the micro-tip 1s 1n a range from about 1 um to
about 500 pm.

4. The scanning probe of claim 1, wheremn an angle
between the first length direction of the second straight
section and the first length direction of the first straight
section 1s 1n a range from about 30 degrees to 75 degrees.

5. A method for manufacturing the scanning probe of
claim 1, the method comprising:

S10, providing a probe precursor and a corrosive solution,
the probe precursor having a second length direction,
the corrosive solution 1s capable of corroding the probe
precursor;

S20, immersing an end of the probe precursor in the
corrosive solution by having the second length direc-
tion of the probe precursor inclined with a liqud
surface of the corrosive solution;

S30, adjusting the probe precursor to have the second
length direction of the probe precursor substantially
perpendicular to the liquid surface of the corrosive
solution;
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S40, corroding the probe precursor by the corrosive
solution while maintaiming the probe precursor still and
substantially perpendicular to the liqud surface and
monitoring a corrosion current of the corroding; and

S50, moving the probe precursor away from the corrosive
solution after a magnitude of the corrosion current has
a plunge thereby forming the micro-tip of the scanning
probe;

wherein S20 to S50 proceed 1 a condition-stable envi-
ronment.

6. The method of claim 5, wherein the condition-stable
environment 1s an environment having a constant tempera-
ture and a constant humidity, the constant temperature 1s 20°
C.20.5° C., the constant humidity 1s a relative humidity
which 1s greater than 70%.

7. The method of claim 5, wherein 1n S20, the end of the
probe precursor 1s obliquely inserted into the corrosive
solution.

8. The method of claim 5, wherein the corrosive solution
1s capable of being raised up from the liqud surface around
the probe precursor and forming a liquid cone under an
action of gravity.

9. The method of claim 5, after S50, further comprising;:

S70, obliquely or horizontally aligning the probe precur-
sor, and corroding the micro-tip by an additional cor-
rosive solution.

10. The method of claim 5, after S50, further comprising:

S80, obliquely or horizontally aligning the probe precur-
sor, and 1rradiating the micro-tip with a laser beam
thereby curving the micro-tip.

11. An apparatus for manufacturing the scanming probe

through the method of claim 5, the apparatus comprising:

a container containming the corrosive solution; and

a dnving device comprising a fastener configured to
fasten the probe precursor, the driving device 1s con-
figured to move the probe precursor in the container
through the fastener.

12. The apparatus of claim 11, wherein the driving device
turther comprises a stepper motor and a piezoelectric ceram-
ics connected with the stepper motor to cooperatively drive
the fastener.

13. The apparatus of claim 11, wherein the container 1s a
U-shaped reactor having one end closed and another end
opened through a hole, the hole i1s capable of allowing the
probe precursor to enter and exit the container.

14. The apparatus of claim 11, further comprising a
circulating cooling device, a dryer, a temperature and
humidity monitor, and a temperature and humidity control-
ler.

15. A scanning probe comprising;:

a base; and

a micro-tip disposed on an end of the base,

wherein at least a section of the micro-tip comprises a
lateral surface with a concavely curved generatrix;

the micro-tip comprises an apex and a tip body disposed
between the base and the apex, the apex 1s located at a

10

15

20

25

30

35

40

45

50

55

24

most distal end of the scanning probe, the micro-tip has
a first length direction extending from the tip body to
the apex; and

the micro-tip has a stepped shape, the tip body comprises
a distal section adjacent to the apex and a muddle

section between the distal section and the base, the
middle section has a constant diameter, and the distal
section has a tapered structure with a diameter gradu-
ally decreasing from the middle section to the apex.

16. A method for manufacturing the scanning probe of

claim 15, the method comprising:

S10, providing a probe precursor and a corrosive solution,
the probe precursor having a second length direction,
the corrosive solution 1s capable of corroding the probe
precursor;

S20, immersing an end of the probe precursor in the
corrosive solution by having the second length direc-
tion of the probe precursor inclined with a liqud
surface of the corrosive solution;

530, adjusting the probe precursor to have the second
length direction of the probe precursor substantially
perpendicular to the liquid surface of the corrosive
solution;

5S40, corroding the probe precursor by the corrosive
solution while maintaining the probe precursor still and
substantially perpendicular to the liqumd surface and
monitoring a corrosion current of the corroding; and

S50, moving the probe precursor away from the corrosive
solution after a magnitude of the corrosion current has
a plunge thereby forming the micro-tip of the scanning
probe;

wherein S20 to S50 proceed in a condition-stable envi-
ronment; and

the method, between S30 and S40, further comprises:

S32, corroding the probe precursor by the corrosive
solution 1n a period of time while maintaining the probe
precursor still and substantially perpendicular to the
liquid surface; and

S34, moving a section but not entire of the probe precur-
sor out from the corrosive solution.

17. A scanning probe comprising:

a base; and

a micro-tip disposed on an end of the base,

wherein at least a section of the micro-tip comprises a
lateral surface with a concavely curved generatrix;

the micro-tip comprises an apex and a tip body disposed
between the base and the apex, the apex 1s located at a
most distal end of the scanning probe, the micro-tip has
a first length direction extending from the tip body to
the apex; and

the micro-tip comprises a plurality of curved sections and
a plurality of straight sections alternatively joined to
one another and cooperatively forming a conic spiral
structure, and the apex of the micro-tip 1s located at the
center of the conic spiral structure.
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